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(57) ABSTRACT

A method of manufacturing a secondary battery, using an
electrode plate having an electrode mixture layer formed
from an electrode mixture paste, includes performing wet
preliminary kneading to knead a powder and a solvent with a
stirrer, while measuring kneading torque, determining a mix-
ing ratio of the powder to the solvent used in the wet prelimi-
nary kneading in the case where the kneading torque once
increases as kneading time passes from start of kneading,
reaches a peak value, and then decreases, as a desirable mix-
ing ratio, and performing main kneading to mix and knead the
powder and the solvent of the electrode mixture paste, at the
mixing ratio determined as the desirable mixing ratio, at a
shearing speed that does not exceed a speed of shearing a
mixture of the powder and the solvent with the stirrer during
the wet preliminary kneading, and producing the electrode
mixture paste.

3 Claims, 5 Drawing Sheets
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1
METHOD OF MANUFACTURING
SECONDARY BATTERY

INCORPORATION BY REFERENCE

The disclosure of Japanese Patent Application No. 2012-
018072 filed on Jan. 31, 2012 including the specification,
drawings and abstract is incorporated herein by reference in
its entirety.

BACKGROUND OF THE INVENTION

1. Field of the Invention

The invention relates to a method of manufacturing sec-
ondary batteries, using electrode plates having active material
layers. More specifically, the invention is concerned with a
method of appropriately producing electrode mixture paste
used for forming the active material layers of the electrode
plates, and manufacturing secondary batteries using the elec-
trode mixture paste.

2. Description of Related Art

A secondary battery is generally comprised of positive and
negative electrode plates and a separator, which are stacked
together and rolled up, to form a cell housed in a case. Each of
the electrode plates includes a current-collector foil coated
with active material layers. The electrode plate is produced by
coating a metal foil that provides the current-collector foil,
with paste containing an active material, and drying the
coated foil. The paste is generally produced by mixing and
kneading the active material in a powder state and a solvent in
a liquid state. A technology concerned with production of the
paste is described in Japanese Patent Application Publication
No. 2005-285606 (JP 2005-285606 A). According to the
technology described in JP 2005-285606 A, a liquid reagent is
dripped into a powder of electrode active material, and knead-
ing torque is measured. The properties of the electrode active
material are evaluated based on the relationship between the
amount of the dripping liquid agent, and the kneading torque.
Various conditions used when producing the paste are deter-
mined based on the properties thus evaluated.

In the meantime, when a powder is mixed and kneaded
with a solvent, the following case may occur. Namely, dila-
tancy may occur in paste while the powder and the solvent are
being kneaded, depending on conditions, such as components
of the powder and the speed of shearing the paste during
kneading. The paste is kneaded with a rotating stirrer. If
dilatancy occurs in a portion of the paste, the portion has
reduced fluidity or flowability, and is liable to stick to the
stirrer. In this case, the remaining portion of the paste is not
sufficiently stirred. Therefore, sufficient mixing and kneading
may not be accomplished. As a result, paste having adequate
properties, in which the powder is favorably dispersed in the
solvent, may not be produced. In addition, even if the elec-
trode mixture paste is formed from the paste in which dila-
tancy occurs, it would be difficult to coat the current-collector
foil with the electrode mixture paste, because of excessively
high viscosity of the paste.

SUMMARY OF THE INVENTION

The invention provides a method of producing an electrode
mixture paste having a high dispersing quality, and manufac-
turing a secondary battery using the electrode mixture paste.

One aspect of the invention is concerned with a method of
manufacturing a secondary battery, using an electrode plate
having an electrode mixture layer formed from an electrode
mixture paste. The method includes performing wet prelimi-
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nary kneading to knead a powder having a given composition
and a solvent having a given composition with a stirrer, while
measuring kneading torque, determining a mixing ratio ofthe
powder to the solvent used in the wet preliminary kneading in
the case where the kneading torque once increases as knead-
ing time passes from start of kneading, reaches a peak value,
and then decreases, as a desirable mixing ratio, and perform-
ing main kneading to mix and knead the powder and the
solvent of the electrode mixture paste, at the mixing ratio
determined as the desirable mixing ratio, at a shearing speed
that does not exceed a speed of shearing a mixture of the
powder and the solvent with the stirrer during the wet pre-
liminary kneading, and producing the electrode paste.

According to the method as described above, the main
kneading is performed based on the determined, desirable
mixing ratio and shearing speed, so that the electrode mixture
paste having good properties can be obtained.

BRIEF DESCRIPTION OF THE DRAWINGS

Features, advantages, and technical and industrial signifi-
cance of exemplary embodiments of the invention will be
described below with reference to the accompanying draw-
ings, in which like numerals denote like elements, and
wherein:

FIG. 1 is a cross-sectional view showing the construction
of'an oil absorption measuring machine used in one embodi-
ment of the invention;

FIG. 2 is a graph showing a typical example of variations in
kneading torque of a stirrer when the amount of a solvent is
gradually increased while the amount of powder is kept con-
stant;

FIG. 3 isa graph showing a typical example of variations in
kneading torque of a stirrer when mixtures of powder and
solvent having arbitrary mixing ratios are kneaded;

FIG. 4 is a graph indicating measurement results of torque
applied to negative electrode samples during drip-feed pre-
liminary kneading; and

FIG. 5 is a graph indicating measurement results of torque
applied to negative electrode samples during wet preliminary
kneading.

DETAILED DESCRIPTION OF EMBODIMENTS

One embodiment of the invention will be described in
detail with reference to the accompanying drawings. In this
embodiment, secondary batteries are manufactured accord-
ing to the following procedure.

1. Determination of Mixing Ratio of Flectrode Mixture Paste
(which will be simply called “paste™)

1-1. Drip-feed Preliminary Kneading

1-2. Wet Preliminary Kneading

!
2. Production of Paste
!
3. Downstream Process (Coating, Roll-up, Storage, etc.)
Of the above-indicated steps, ‘3. Downstream Process™ is
substantially identical with that of a general method of manu-
facturing secondary batteries. This embodiment is character-
ized by “1. Determination of Mixing Ratio of Electrode Mix-
ture Paste” and “2. Production of Paste”. In particular, “1.
Determination of Mixing Ratio of Electrode Mixture Paste”
is the core or main feature of the invention. Thus, “1. Deter-
mination of Mixing Ratio of Electrode Mixture Paste” will be
initially described.

In this embodiment, the mixing ratio is determined before
production of paste. The mixing ratio mentioned herein is a
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mixing ratio of a powder to a solvent in an electrode mixture.
The powder consists principally of a powder of an active
material, but includes other materials. While there is a related
art or technology for evaluating properties of a powder of a
pure electrode active material, the powder used when actually
producing paste by kneading is not limited to the electrode
active material. The powder may further include additives,
such as a thickener, a conductive additive, and a binder.
Therefore, the properties of the actual paste may differ from
the properties evaluated according to the related art. Thus, the
powder mentioned in this embodiment is a mixed powder
including powders of additives, such as a thickener and a
conductive additive, as well as the active material. The mix-
ture composition of respective powder components in the
mixed powder is substantially the same as the mixture com-
position used in the actual production of paste. Namely, the
powder components are identical with those of the powder
used in the actual production. The solvent is also the same as
a solvent for use in the actual production. Where a mixture of
two or more liquids is used as the solvent, the mixture com-
position is also the same as that of the solvent for use in the
actual production.

In this embodiment, the mixing ratio of the powder to the
solvent is determined by conducting preliminary kneading.
The preliminary kneading is a step of finding the optimum
mixing ratio, by kneading the powder and the solvent while
changing the mixing ratio thereof. In this embodiment, two
steps of preliminary kneading, i.e., “1-1. Drip-feed Prelimi-
nary Kneading” and “1-2. Wet Preliminary Kneading”, are
performed, so as to find the optimum mixing ratio. The mix-
ing ratio may be determined solely by “1-2. Wet Preliminary
Kneading”, However, if “1-1. Drip-feed Preliminary Knead-
ing” is performed in addition to ““1-2. Wet Preliminary Knead-
ing”, a more desirable mixing ratio can be found. This point
will be described in detail later. Thus, the drip-feed prelimi-
nary kneading and the wet preliminary kneading are kneading
steps executed prior to main kneading, for determining the
mixing ratio of the powder to the solvent and the shearing
speed, which do not cause dilatancy to occur in the production
of paste. In each of the preliminary kneading steps, an oil
absorption measuring machine according to JIS K5101-13-2
is used. For example, an absorption measuring machine 1
constructed as shown in FIG. 1 may be used for preliminary
kneading.

The absorption measuring machine 1 of FIG. 1 has a stirred
vessel 2, stirrers 3, injection nozzle 4, and a funnel 5. The
stirred vessel 2 is a vessel used for preliminarily kneading a
powder 6 and a solvent 7. The stirrers 3 are provided in the
stirred vessel 2. The stirrers 3 are used for stirring the powder
6 and the solvent 7 in the stirred vessel 2 for preliminary
kneading. In this embodiment, the stirrer 3 is adapted for
measuring torque during stirring (which will be called
“kneading torque” in this application). Also, the stirrer 3 is
able to control its rotational speed. The injection nozzle 4 is
used for supplying the solvent into the stirred vessel 2. In this
embodiment, the injection nozzle 4 is adapted to grasp the
amount of the solvent supplied to the vessel 2. The funnel 5 is
attached to an inlet of the stirred vessel 2, and serves to guide
the solvent supplied from the injection nozzle 4, into the
stirred vessel 2, without causing leakage.

The “1-1. Drip-feed Preliminary Kneading” using the
absorption measuring machine 1 constructed as described
above is performed in the following manner. Initially, only the
powder 6, out of the powder 6 and the solvent 7, is placed in
the stirred vessel 2. Needless to say, the amount of the powder
6 received in the vessel 2 is recorded. Then, the solvent 7 is
dripped from the injection nozzle 4 while the stirrers 3 are
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being driven. In this manner, the amount of the solvent 7 is
gradually increased while the amount of the powder 6 in the
stirred vessel 2 is made constant. While the speed of rotation
of the stirrers 3 is kept constant, variations in the kneading
torque with time are recorded.

As a result, a graph as shown in FIG. 2 is generally
obtained. In the graph of FIG. 2, the vertical axis indicates
kneading torque. The horizontal axis indicates the solid con-
tent (%), which is the weight percentage of the powder 6 in the
paste. Namely, the accumulated amount of the solvent 7
dripped is larger as the solid content (%) is lower (i.e., as the
solid content shifts to the right along the horizontal axis in this
graph). As shown in FIG. 2, the kneading torque is small when
the solvent 7 starts being dripped, and then the kneading
torque increases as the amount of the solvent 7 increases. This
may be because the solvent 7 is added to the powder 6 that is
initially in a dry state, thereby to form paste as a mixture of the
powder 6 and the solvent 7, and the amount of the paste is
gradually increased. This may also be because the effect of
the thickener included in the powder 6 appears as the amount
of'the solvent 7 increases. Then, the kneading torque reaches
the maximum value Tmax at a certain solid content S1, and
then decreases as the amount of the solvent 7 increases. This
may be because the paste is brought into a diluted state and the
viscosity is reduced, as the amount of the solvent 7 becomes
excessively large.

Next, the “1-2. Wet Preliminary Kneading” is started, using
the absorption measuring machine 1, in a condition where the
powder 6 and the solvent 7 are received in the stirred vessel 2.
Namely, no solventis dripped from the injection nozzle 4, and
the powder 6 and the solvent 7 are kneaded in the amounts of
a predetermined mixing ratio. If “1-1. Drip-feed Preliminary
Kneading” is performed in addition to “1-2. Wet Preliminary
Kneading”, the mixing ratio of the powder 6 to the solvent 7
used in the wet preliminary kneading may be equal to or lower
than the mixing ratio that is obtained in the drip-feed prelimi-
nary kneading when the kneading torque reaches a maximum
value (the reference mixing ratio). For example, the mixing
ratio of the powder 6 to the solvent 7 is determined so that the
solid content (%) becomes equal to S1, S2, S3, respectively, in
FIG. 2, to provide three samples of paste. The solid content
(%) is reduced in the order of S1, S2, S3. As described above,
the solid content S1 corresponds to the mixing ratio (the
reference mixing ratio) of the powder 6 to the solvent 7
obtained when the kneading torque is at the maximum value
Tmax during the drip-feed preliminary kneading. The solid
content S2 corresponds to a mixing ratio that indicates a
higher proportion of the solvent 7 than that of the solid con-
tent S1 (The mixing ratio as a powder to solvent ratio is lower
than the reference mixing ratio). The solid content S3 corre-
sponds to a mixing ratio that indicates an even higher propor-
tion of the solvent 7 than that of the solid content S2 (The
mixing ratio as a powder to solvent ratio is much lower than
the reference mixing ratio), in the wet preliminary kneading,
too, the powder 6 and the solvent 7 having a mixing ratio that
provides each of the solid contents S1, S2, S3 are kneaded
while the speed of rotation of the stirrers 3 is kept constant,
and variations in the kneading torque with time are recorded.

As aresult, a graph as shown in FIG. 3 is obtained. In the
graph of FIG. 3, the vertical axis indicates kneading torque,
and the horizontal axis indicates kneading time. As shown in
FIG. 3, when the solid content (%) is S1, the kneading torque
increases, after start of wet preliminary kneading, to exceed
the maximum value Tmax of kneading torque achieved dur-
ing drip-feed preliminary kneading, and reach T1, with the
passage of the kneading time. Thereafter, the kneading torque
is not reduced even if the kneading time increases, and is kept
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substantially constant at around T1. In the paste for which the
kneading torque is kept higher than Tmax, dilatancy is pre-
sumed to occur. Namely, the fluidity or flowability of the
paste having the solid content S1 is reduced due to the occur-
rence of dilatancy. Therefore, the powder 6 may not be favor-
ably dispersed in the solvent 7.

Regarding the paste having the solid content S2, the knead-
ing torque increases, after start of kneading, up to a peak T2
that is higher than Tmax and lower than T1, with the passage
of the kneading time. Regarding the paste having the solid
content S1, the kneading torque increases, after start of
kneading, up to a peak T3 that is lower than Tmax, with the
passage of the kneading time. When the kneading torque
applied to the paste reaches its peak T2, T3, the paste is
presumed to be in a condition where the entire volume of the
powder 6 is impregnated with the solvent 7. In this embodi-
ment, this condition will be called “completion of wetting”.
The peak of kneading torque reached upon completion of
wetting varies depending on the components used in the
powder 6, and the rotational speed of the stirrers 3, for
example, but appears within about 2 min. after start of wet
preliminary kneading.

When the solid content of the paste is S2 or S3, the knead-
ing torque is reduced after reaching its peak T2, T3 upon
completion of wetting, as the kneading time increases. No
dilatancy occurs in the paste for which the kneading torque is
reduced after completion of wetting. Thus, in the paste having
the solid content S2, S3, the powder 6 is favorably dispersed
in the solvent 7. Accordingly, the ratio of the powder 6 to the
solvent 7, which provides the solid content S2, S3, may be
determined as a desirable mixing ratio of the paste, and may
be used in the actual production of the paste. Thus, a desirable
mixing ratio of the paste can be found, based on variations in
the kneading torque during wet preliminary kneading.

Here, the solid contents S2, S3 are lower than the solid
content S1 of the paste in which dilatancy occurs. Namely, the
occurrence of dilatancy can be curbed or prevented by setting
the mixing ratio so that the solid content (%) is lower than that
of the paste in which dilatancy occurs.

In the meantime, as shown in FIG. 3, the peak T2 of the
kneading torque reached during wet preliminary kneading
when the solid content is S2 exceeds the maximum value
Tmax achieved during drip-feed preliminary kneading. Also,
the length of time for which the kneading torque exceeds
Tmax is within one minute. In this case, the powder 6 can be
dispersed in the solvent 7 with high efficiency. Namely, the
mixing ratio of the powder 6 and the solvent 7, or the solid
content (%), may be determined so that the kneading torque
applied to the paste during wet preliminary kneading is kept
higher than the maximum value Tmax achieved in drip-feed
preliminary kneading, only for a length of time equal to or
shorter than one minute. With the solid content (%) thus
determined, paste having good properties can be produced in
a short time. Thus, in the wet preliminary kneading, the opti-
mum mixing ratio of paste, which provides excellent produc-
tivity, can be found by using the maximum value Tmax
achieved in the drip-feed preliminary kneading, as a reference
value.

Accordingly, the following step of “2. Production of Paste”
is carried out using the mixing ratio determined as described
above. Namely, the ratio of the amount of the powder 6 to the
amount of the solvent 7 used in the actual production process
is made equal to the mixing ratio that corresponds to the solid
content S2 or the solid content S3. The mixing ratio corre-
sponding to the solid content S2 is preferable from the view-
point of the productivity, since the required kneading time in
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the main kneading is relatively short, and the powder 6 can be
dispersed in the solvent 7 with high efficiency.

The shearing speed during kneading in the actual produc-
tion process is set to be equal to or lower than the shearing
speed used in the wet preliminary kneading. The shearing
speed is the speed of shearing paste with each portion of a
stirrer, namely, the speed at which each portion of the stirrer
moves within the paste when stirring. The shearing speed
during kneading is higher at an outer portion of the stirrer as
viewed in radial directions of the stirrer. Generally, dilatancy
is more likely to take place as the shearing speed is higher.
Therefore, if the paste is kneaded in the actual production
process at a shearing speed that is higher than the shearing
speed in the wet preliminary kneading, dilatancy may occur
in the paste. Accordingly, the paste is kneaded in the actual
production process so that the speed of shearing the paste with
the radially outermost portion of the stirrer in the actual
production process does not exceed the speed of shearing the
paste with the radially outermost portion of the stirrer in the
wet preliminary kneading step. In the present invention, the
shearing speed of the stirrer represents the speed of shearing
paste with the radially outermost portion of the stirrer.

Then, the actual production process may be performed in a
method that has been generally conducted. Since the mixing
ratio and the shearing speed appropriately match the charac-
teristics of the materials that are actually used, paste, having
good properties can be produced. Consequently, the subse-
quent “3. Downstream Process” is favorably performed, so
that a secondary battery is fabricated.

The mixing ratio determined in the manner as described
above is applied to production of past using the same types of
powder and solvent as those of the powder and solvent used in
the drip-feed preliminary kneading and the wet preliminary
kneading, so that favorable kneading can be performed. In the
case where the components of the powder and/or solvent are
different from those used in the preliminary kneading steps,
the mixing ratio is determined by performing preliminary
kneading again with respect to the powder and the solvent in
this case, so that favorable kneading can be performed. In
addition, even if powder and solvent as raw materials are
those of the same specifications available from the same
manufacturers, it may be considered to determine the mixing
ratio again if any of production lots of the raw materials
changes.

In the embodiment as described above, a desirable mixing
ratio of paste is determined in the wet preliminary kneading
while the shearing speed of the stirrers 3 is kept constant, so
asto curb or prevent the occurrence of dilatancy. However, the
occurrence of dilatancy may also be curbed by reducing the
speed of shearing the paste, Namely, even if dilatancy occurs
in a paste having a given mixing ratio in a wet preliminary
kneading step in which, the rotational speed of the stirrers 3 is
set to a given speed, dilatancy may not occur in the same paste
in a wet preliminary kneading step in which the rotational
speed of the stirrers 3 is set to a suitably lower speed that the
given speed. Thus, in this case, paste having good properties
can be produced. The kneading torque applied to the paste in
this case reaches its peak upon completion of wetting, and is
then reduced. By appropriately controlling the speed of rota-
tion of the stirrers 3, the kneading torque applied to the paste
during wet preliminary kneading may be varied so that it
exceeds the maximum value Tmax achieved in drip-feed pre-
liminary kneading, for a length of time equal to or shorter than
one minute. In this case, paste with good properties can be
produced in a short time.

Next, working examples of the invention will be described
along with comparative example. The methods of the
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examples and comparative example are applied to production
of negative electrodes. In the examples and comparative
example, preliminary kneading for determining the mixing
ratio and subsequent main kneading are performed under the
following conditions. Of these conditions, those with no indi-
cation of Example or Comparative Example are conditions
common to the examples and comparative example.

[Preliminary Kneading]

Kneading machine: oil absorption measuring machine of
FIG. 1

Solvent used: water

Active material as a component of powder: natural graphite
with average particle size of 10-15

Thickener: carboxymethyl-cellulose sodium (CMC-Na)
Mixture proportion: 98.99 wt. % of active material+1.01 wt.
% of thickener

Sample weight: 30 g

Measurement temperature: room temperature 20° C. (left to
nature)

Rotational speed of stirrer: 150 rpm

Solvent dripping speed in drip-feed preliminary kneading: 8
cm’/min.

Solid content (%) of paste used in wet preliminary kneading:
63.5 wt. % (Example 1), 62.0 wt. % (Example 2), 64.5 wt. %
(Comparative Example)

Here, leaving the measurement temperature “to nature”
means that no special treatment for the purpose of heating or
cooling is performed on samples. However, the temperature
may vary to some extent due to friction heat caused by stir-
ring, and heat of vaporization of the solvent, for example.

Initially, drip-feed preliminary kneading was performed
under the above-indicated conditions, and results shown in
FIG. 4 were obtained. In the graph of FIG. 4, the vertical axis
indicates kneading torque, and the horizontal axis indicates
the solid content (%). As shown in FIG. 4, the maximum value
Tmax of kneading torque is obtained when the solid content
is 64.5 wt. %, A sample (paste) having a solid content of 64.5
wt. % is taken as Comparative Example. A sample (paste)
having a solid content of 63.5 wt. % is taken as Example 1,
and a sample (paste) having a solid content of 62.0 wt. % is
taken as Example 2. Namely, the proportion of the solvent in
Example 1 is higher than that of Comparative Example, and
the proportion of the solvent in Example 2 is even higher than
that of Example 1. Any of the solid contents of Examples 1, 2
and Comparative Example is higher than the final solid con-
tent (%) which will be described later. Then, wet preliminary
kneading was performed on these samples having three dif-
ferent mixing ratios.

The graph of FIG. 5 shows results obtained in the wet
preliminary kneading step. As shown in FIG. 5, after start of
wet preliminary kneading, the kneading torque applied to the
paste having a solid content of 64.5 wt. % increases up to T4
with the passage of the kneading time. After reaching T4, the
kneading torque is not reduced even if the kneading time
increases, and is kept at around T4. Namely, dilatancy is
presumed to occur in the paste having the solid content of 64.5
wt. %. This is because the paste having this mixing ratio is
taken as Comparative Example.

On the other hand, after start of wet preliminary kneading,
the kneading torque applied to the paste having a solid content
of 63.5 wt. % reaches a peak T5 at the time of completion of
wetting. After start of wet preliminary kneading, the kneading
torque applied to the paste having a solid content of 62.0 wt.
% reaches a peak T6 at the time of completion of wetting. In
both of the pastes having solid contents of 63.5 wt. % and 62.0
wt. %, the kneading torque is reduced after completion of
wetting. Thus, no dilatancy occurs in the pastes having the
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solid contents of 63.5 wt. % and 62.0 wt. %, and the pastes
thus produced have good properties. Therefore, the paste
having the solid content of 63.5 wt. % is taken as Example 1,
and the paste having the solid content of 62.0 wt. % is taken
as Example 2.

As shownin FIG. 5, the peak T5 of kneading torque applied
to the paste having the solid content of 63.5 wt. % in the wet
preliminary kneading step is higher than the maximum value
Tmax of kneading torque achieved in the drip-feed prelimi-
nary kneading step. Furthermore, the length of time for which
the kneading torque applied to the paste during wet prelimi-
nary kneading exceeds the maximum value Tmax is within
one minute. Accordingly, in Example 1, the paste having
good properties can be produced in a short time. Namely, in
Example 1, the kneading time required for main kneading can
be reduced, as compared with Example 2.

[Main Kneading]

Kneading machine; planetary mixer (1 liter capacity)

Solvent used: water

Active material as a component of powder: the same as that
indicated in the above list of conditions for preliminary
kneading

Thickener: ditto

Binder; styrene-hutadiene rubber (SBR)

Mixture proportion: 98 wt. % active material+1 wt. % of
thickener+1 wt. % of binder

Sample weight: 300 g (the total weight of active material and
thickener)

Measurement temperature; room temperature 20° C. (left to
nature)

Solid content during rough kneading; 63.5 wt. % (Example

1), 62.0 wt. % (Example 2)

Rotational speed: 50 rpm

Kneading time; 30 min. (Example 1), 90 min, (Example 2)
Diluted-paste kneading speed: 50 rpm

Kneading time: 10 min,

Final solid content; 54 wt. %

In the main kneading, rough kneading was initially perfo-
rated with the mixing ratio corresponding to the solid content
(%) determined in the preliminary kneading, at the shearing
speed that does not exceed the shearing speed in the wet
preliminary kneading step. The powder used in the rough
kneading consists solely of the active material and the thick-
ener, out of the components of which the mixture proportion
is indicated above. Through the rough kneading, high-quality
paste in which the powder was uniformly dispersed in water
as a solvent was obtained. Then, a small amount of solvent
was added to the paste, and diluted-paste kneading was per-
formed. Further, the binder was added to the paste after the
diluted-paste kneading, and final kneading was performed.
The diluted-paste kneading and final kneading are conducted
in order to control the final solid content and properties of the
paste in accordance with specifications required from the
downstream process. Finally, a negative electrode plate is
favorably fabricated from the final paste thus obtained. While
the mixture proportion indicated in the above section [Main
Kneading] is that of the paste to which the binder has been
added, the mixture proportion of the paste consisting solely of
the active material and the thickener is the same as the mixture
proportion indicated in the above section [Preliminary
Kneading].

Then, secondary batteries are produced according to “3.
Downstream Process (Coating, Roll-up, Storage, etc.)”,
using the negative electrode paste obtained in Example 1 or
Example 2. Namely, a negative electrode plate is fabricated
by applying the negative electrode paste by coating to a nega-
tive-electrode current-collector foil, and drying the paste.
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While the quality of the paste has a great effect on the process
in the coating and drying steps, the paste is of good quality in
this embodiment, since the paste having good properties is
obtained as described above. On the negative electrode plate,
negative-electrode mixture layers are formed. The thus
obtained negative electrode plate, a positive electrode plate,
and a separator interposed therebetween are stacked together,
and rolled up or laid flat to provide an electrode body, and the
electrode body is housed in a battery case, so that a secondary
battery is produced.

While the invention is applied to the production of the
negative electrode plate in this embodiment, the invention
may also be applied to production of positive electrode plate.
Although the positive electrode plate has components differ-
ent from those of the negative electrode plate, the structure
itself is not significantly different between the positive elec-
trode plate and the negative electrode plate. Therefore, the
positive electrode plate and the negative electrode plate are
produced by a common method. Thus, the positive electrode
plate can be fabricated using paste having good properties,
according to the method of the invention.

According to this embodiment, when electrode mixture
paste is produced by mixing and kneading a powder and a
solvent, the mixing ratio of the powder to the solvent and the
shearing speed are initially determined in the wet preliminary
kneading step in which the same raw materials as those used
in the production of the paste are used, as described above in
detail. Then, main kneading is performed on the paste having
the determined mixing ratio, at the determined shearing
speed, so that paste having good properties is obtained.
Therefore, the downstream process is favorably carried out,
and high-quality secondary batteries are obtained. In the pro-
duction of the electrode mixture paste, drip-feed preliminary
kneading using the same materials is also performed, so that
more desirable mixing ratio and shearing speed are deter-
mined through the drip-feed preliminary kneading and wet
preliminary kneading. The main kneading is performed on
the paste having the mixing ratio thus determined, at the
shearing speed thus determined, so that high-quality paste can
be produced in a short time. Consequently, secondary batter-
ies can be manufactured with high productivity.

It is to be understood that the illustrated embodiment is
merely exemplary, and the invention is by no means limited to
this embodiment. Accordingly, the invention may be other-
wise embodied with various modifications or improvements,
without departing from the principle of the invention. For
example, the kneading machine is not limited to the one as
indicated above, but may be of another type or model. Also,
the active material and other various materials as indicated
above are mere examples.

While the binder is added to the paste in the final kneading
step in the actual production process in the illustrated
embodiment, the invention is not limited to this manner of
adding the binder. For example, the binder may be added to
the paste during rough kneading. In this case, the powder used
in preliminary kneading may contain the binder.

It is to be understood that all points of the illustrated
embodiment are merely exemplary, and not limiting. The
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scope of the invention is not limited to the above description
of'the embodiment but is defined by the appended claims, and
is intended to include all changes or modifications within the
scope of the invention defined by the appended claims and
equivalents thereof.

What is claimed is:

1. A method of manufacturing a secondary battery, using an
electrode plate having an electrode mixture layer formed
from an electrode mixture paste, comprising:

performing wet preliminary kneading to knead a powder

having a given composition and a solvent having a given
composition with a stirrer, while measuring kneading
torque;
determining a mixing ratio of the powder to the solvent
used in the wet preliminary kneading where the knead-
ing torque once increases as kneading time passes from
start of kneading, reaches a peak value, and then
decreases, as a desirable mixing ratio; and
performing main kneading to mix and knead the powder
and the solvent of the electrode mixture paste, at the
mixing ratio determined as the desirable mixing ratio, at
ashearing speed that does not exceed a speed of shearing
a mixture of the powder and the solvent with the stirrer
during the wet preliminary kneading, and producing the
electrode mixture paste,
wherein the method further comprises performing drip-
feed preliminary kneading prior to the wet preliminary
kneading, by injecting a solvent having a given compo-
sition into a powder having a given composition while
measuring an amount of the solvent dripped into the
powder, and kneading the powder and the injected sol-
vent while measuring kneading torque, and
wherein determining the mixing ratio of the powder in the
wet preliminary kneading comprises determining a mix-
ing ratio of the powder to the solvent used in the wet
preliminary kneading where the kneading torque
exceeds the maximum value of the kneading torque
reached during the drip-feed preliminary kneading, fora
length of time that is equal to or shorter than one minute,
as the desirable mixing ratio.
2. The method according to claim 1, wherein performing
wet preliminary kneading comprises kneading the powder
having the same composition as the powder used when pro-
ducing the electrode mixture paste, and the solvent having the
same composition as the solvent used when producing the
electrode mixture paste, with the stirrer, while measuring the
kneading torque.
3. The method according to claim 1, further comprising:
determining a mixing ratio of the powder to the solvent
used in the drip-feed preliminary kneading when the
kneading torque reaches the maximum value thereof, as
a reference mixing ratio, wherein

the wet preliminary kneading is performed at a mixing
ratio as a powder to solvent ratio that is equal to or lower
than the reference mixing ratio.
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